Experimental procedures and characterization data
General 1 H NMR spectra were recorded on an instrument operating at 400 MHz. 13 C NMR spectra were recorded on an instrument operating at 100 MHz. The solvent is deuteriochloroform except where indicated otherwise. IR spectra were recorded on a Nicolet 6700 FTIR spectrometer. Mass spectra were recorded under electrospray ionization (ESI). HRMS spectra were recorded on a Finnigan MAT95 S instrument. Melting points were recorded on a Reichert hot stage and are uncorrected. Flash column chromatography was performed with Merck 9385 silica as the stationary phase.
Synthesis and characterization of compounds

1,1-Dichloroacetone t-butoxycarbonyl hydrazone (1a)
1 , 2,2-dichloro-1-phenylethanone oxime (4b) 2 and 2,2-dibromo-1-(4'-bromophenyl)ethanone oxime (4c) 2 were synthesized from the corresponding 1-aryl-2,2-dihalogenoethanones according to literature procedures.
2,2-Dichloroacetophenone t-butoxycarbonyl hydrazone (1b)
Hydrazone 1b was prepared following a literature procedure. General procedure for the synthesis of dipyrromethanes from hetero-Diels-Alder azoand nitrosoalkenes with pyrrole:
Method A Hydrazone 1 (1.66 mmol) or oxime 4 were added to a suspension of Na 2 CO 3 (8.49 mmol) in pyrrole (144 mmol) and the reaction mixture was stirred at room temperature for 66 hours. Unreacted pyrrole was recovered by distillation under reduced pressure and the residue dissolved in dichloromethane. The mixture was then filtered through a Celite pad, which was washed with dichloromethane. The solvent was evaporated and the product was purified by flash chromatography.
Method B
Hydrazone 1 (0.83 mmol) or oxime 4 were added to a solution of Na 2 CO 3 (8.30 mmol) in water (11 mL) and pyrrole (16.6 mmol). The reaction mixture was stirred at room temperature for 4 hours. After this time the mixture was extracted with dichloromethane (3 x 20 mL) and dried over Na 2 SO 4 . The solvent and the excess of pyrrole were removed under reduced pressure. The product was crystallized with diethyl ether/nhexane, filtered, washed with hexane and dried under vacuum. 
Dipyrromethane 6b was isolated by column chromatography [n-hexane / ethyl acetate (3/2)] in 3% yield followed by dipyrromethane 6a as a brown solid in 14% yield (Method A). A mixture of oximes Z/E (40/60) was obtained in 57% yield (Method B). 1 H NMR and 13 C NMR spectra of compound 2c. 
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